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Scheme 1. Minimal mechanism for the 1, 2-rearrangements catalyzed by AdocbI radical enzymes.  









Figure 2. SAM bound to the unique RS cluster  et al.






Figure 3. RS enzymes catalyze the reductive cleavage of SAM.
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Scheme 2. Diagrammatic representation of N-terminal amino acids of radical SAM enzymes with 
auxiliary Fe/S clusters
 et al.




Figure 5. X-ray structure of BtrN & anSMEcpe. 
 et al.  et al.
‐
fl  et al.
 et al.











et al.  et al.
captodative effect  et al.
 et al.
 et al.  
et al.
 et al.
Scheme 3. General mechanism of GREs  et al.
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3. To inspect the complex formation and radical transfer between                  












Table 3.1 Escherichia coli 
α Φ lac Δ Δ lac arg rec end hsd
pho sup λ thi gyr rel
ompT hsdSB(rB– mB–) gal dcm 
ompT hsdSB(rB mB ) gal dcm 
























































































































Figure R1. Sequence of the codon-optimized gene for 4Hpad-AE from C. scatologenes. Nde
Xho








Figure R3. Alignment of N-terminal amino acids of glycyl radical activating enzymes and eight-
iron ferredoxins (8Fe Fds).
C C C C motif II











Figure R4A. Design of the Δ66-AE construction deduced from the primary structure alignment 




Figure R4B. Cartoon representation of Pfl-AE crystal structure in complex with SAM and a 
peptide substrate 
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Figure R19. Cleavage of SAM resulting in the formation of 5’-deoxyadenosine by 4Hpad-AE** and 







Figure R20. Correlation between 5’-deoxyadenosine formation and glycyl radical generation in 


































































Figure R23. Isothermal titration calorimetry (ITC) analysis of SAM binding 
 




































Σ Σ Σ Σ
















Figure R27. Active site pocket of E505Q variant with bound 4-hydroxyphenylacetate. 
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Figure A2. Standard curve used for the calculation of [5´-AdoH] formed during all enzymatic assays 
of 4Hpad-AE
Figure A3. Complex formation trials between 4Hpad/4Hpad-AE 





	 	 	 Declaration	
100	
	
 
